Sapurimycin (1, Fig. 1 ) was isolated from the fermentation broth of Streptomyces sp. DO-1161}. It was active against Gram-positive bacteria in vitro and effective against leukemia P388 and sarcoma 180 in mice. The producing organism, fermentation, isolation and biological properties of 1 were reported in the preceding paper1*. In this paper, we wish to describe the structure determination of 1. The physico-chemical properties of 1 are summarized in Table 1 . 1 was obtained as a red powder, which was soluble in EtOAc and slightly soluble in chloroform and MeOH.1 was very unstable in DMSO and readily decomposed in it. The molecular formula was determined as C25H18O9based on the HRFAB-MS. The SI-MS spectrum showed pseudo molecular ion peaks (M+ 1)+, (M+2)+, (M+3)+, characteristic of quinone compounds2*. The UVspectrum suggested that 1 contains a 1,4-dihydroxynaphthoquinone nucleus as the chromophore3'4). The IR spectrum showed characteristic absorptions attributable to hydroxyl (3430cm"1), carboxyl (3700~2400 and 1734cm"1), and quinone carbonyl (1650~1615 cm" 1) groups, respectively.
The NMRstudy of 1 was difficult because of its insufficient solubility in conventional solvents, and instability in DMSO,as mentioned above. After investigation of derivatization of 1, the methvl ester (2) was selected as the stable and easily soluble derivative, which was used for NMRexamination described below.
Structure of a Side Chain Analysis of WHcouplings in !H NMRof2 (Table  3) Fig. 3 ) between them implied Z-configuration of the double bond. The bonds from C-16 through 15-methyl group were demonstrated by the long range couplings between 16-H and C-14 and C-15, were assigned to C-6a and C-12b based on their chemical shifts, although no crosspeak related to these carbons was observed in the HMBC spectrum.
Structure of A Ring The olefinic carbon (C-2 S 166.1) was shown to be connected to both C-3 (S 110.0) and C-14, based on the long range couplings with 3-H ((5 6.47) and 15-H. The chemical shift of C-2 was surprisingly low which suggested not only that oxygen was attached to C-2, but also the existence of an electron withdrawing group such as a carbonyl group at C-3. Up to then, only one carbonyl group (C-4 (5178.0) was left unassingned which was appropriate to bond to C-3. Consideration of its molecular formula, C-2 and C-12b must be attached to the same oxygen. Bondage between C-3 and C-4a through 4-carbonyl was confirmed by the observation of the long range coupling between 3-H and C-4a. Thus the structure of A ring and arrangement of the side chain moiety and rings B, C and D were constructed, and whole structure of 2 was determined to be shown in Fig. 1 .
Conclusion
The structure of 2 was determined and, consequently, the structure of sapurimycin (1) 1 possesses the same anthra-y-pyrone skeleton as the pluramycin antibiotics5~7), but is distinctly different becasue of the lack of C-glycosides on the D ring, and the presence of a carboxyl group on C-13. Both characteristics are also possessed by the kapurimycins8'9) and SS43405D1O), but 1 is clearly different from these compounds. The 13-carboxyl group is a /?,y-unsaturated-(5-ketocarboxylic acid moiety and it is thought to be labile to give decarboxylate especially in polar solvent such as DMSO, thus explaining the instability of 1 in DMSO. Similar decarboxylation reaction was observed in a DMSO solution of kapurimycins9'11*. Synthesis of Methyl Ester (2) of Sapurimycin (1) To a solution of 1 (3.2mg) in 0.2ml CHCl3-MeOH (5: 1), an ether solution of diazomethane was added and stirred for 5 minutes at room temperature. The reaction mixture was evaporated in vacuo. The residue was chromatographed on silica gel (Wakogel C-200) column eluted by CHCl3 -MeOH(100 : 0.2) to give the methyl ester 2 (1.1mg) in 33% yield.
The physico-chemical and NMRdata are summarized in Tables 1, 2 and 3. 
